In amidinate and guanidinate chemistry, the Δ CN parameter is defined as the difference between the amine (C-N) and imine (C=N) bond lengths S4 and is a useful method for quantifying the degree of delocalisation in the N-C-N component of amidines. Table S2 presents calculated Δ CN values, in addition to the N-C-N angles, for amidines L 5 H and L 6 H, and amidinate ligands in 1-3, 5 and 6. In the case of L 5 H, it should be noted that the presence of two tautomeric forms within the crystal precludes an accurate determination of Δ CN . For 1-3, 5 and 6, the magnitude of Δ CN is reported for each amidinate ligand. Comparing the data of L 6 H and 6, it is evident that on deprotonation of the amidine and coordination to the magnesium centre, the Δ CN values decrease, indicating delocalisation of the anionic charge across the amidinate backbone. Delocalisation of the anionic charge is also observed in 1-3 and 5. Furthermore, on chelation of the amidinate to the magnesium centre, the N-C-N angle becomes more acute.
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